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Abstract: Nowadays, numerous researches are being performed to formulate nontoxic multifunc-
tional magnetic materials possessing both high colloidal stability and magnetization, but there is a
demand in the prediction of chemical and colloidal stability in water solutions. Herein, a series of
silica-coated magnetite nanoparticles (MNPs) has been synthesized via the sol-gel method with and
without establishing an inert atmosphere, and then it was tested in terms of humic acids (HA) loading
applied as a multifunctional coating agent. The influence of ambient conditions on the microstructure,
colloidal stability and HA loading of different silica-coated MNPs has been established. The XRD
patterns show that the content of stoichiometric Fe3O4 decreases from 78.8% to 42.4% at inert and
ambient atmosphere synthesis, respectively. The most striking observation was the shift of the MNPs
isoelectric point from pH ~7 to 3, with an increasing HA reaching up to the reversal of the zeta
potential sign as it was covered completely by HA molecules. The zeta potential data of MNPs can
be used to predict the loading capacity for HA polyanions. The data help to understand the way
for materials’ development with the complexation ability of humic acids and with the insolubility
of silica gel to pave the way to develop a novel, efficient and magnetically separable adsorbent for
contaminant removal.
Keywords: magnetite nanoparticles; silica coating; humic acid loading; pH-dependent surface
charging; colloidal stability
1. Introduction
The magnetite nanoparticles (MNPs) have a wide range of applications, from the
magnetic separation of technical media [1–3] to the preparation of polymer suspensions for
biomedicine [4–8] and the life sciences [9]. The modification of MNPs with different species
of stabilizing agents leads to producing monodispersed nanopowders and to supplying
specific interactions with the molecules due to appropriate functional groups needed
in various applications. Humic substances (HS), natural high-molecular-weight organic
compounds [9], seem rather prospective to coat the nanoparticles, thereby preventing
aggregation through either electrostatic or steric stabilization [10], due to an abundance of
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carboxylic (−COOH, −COO−) and phenolic (−OH) functional groups, HS use is not only
limited to preventing aggregation of nanoparticles [10–12], but it suggests that derivatives
of humic acids could play a role in processes of water cleaning from toxic metals [13–15]
and organic contaminants [16,17].
Although HAs have a multifunctional character and thus constitute a suitable envi-
ronment for various species [18], and despite the apparent simplicity of magnetite NPs
synthesis in humic acids matrix [10,12], some of its drawbacks, such as its high solubility,
restrict the utilization of HA as a substrate [19]. The resulting coulombic, hydrogen and
other bonds between Fe3O4 and HA seemed to provide low protection to prevent oxida-
tion of NPs, especially in ambient conditions (UV, biota or groundwater chemistry, i.e.,
pH, redox potential, dissolved oxygen, alkalinity). In particular, after their release into
the environment, magnetite-humic NPs undergo various transformations via interactions
with different geochemical and biological components, which ultimately influence their
behavior and potential toxicity.
For this reason, immobilization of HA to a suitable, solid support with good resilience
is deemed important in order to take the benefit of its multifunctional character [20]. We
believe it is a good tentative idea to combine the multifunctional character of HA and the
magnetic properties of iron oxide particles through the covalent immobilization of HA [21].
The use of 3-aminopropyl-triethoxysilane (APTES) as a derivative of silica to form
strong covalent bonds with the Fe3O4 MNPs and functionalize NPs surfaces seems effective
due to its terminal amino groups, stability under acidic conditions and inertness to redox
reactions [22]. In a number of works, successful functionalization and wide applications of
Fe3O4 nanoparticles with APTES were reported [23–25].
It is well known that the variation of the synthesis parameters (atmosphere, time,
temperature, pH, the concentration of components, etc.) influences the final nanoparticles
and their physical properties [26]. However, the most important parameter in the prepara-
tion process is the atmosphere, especially iron oxide nanoparticles, which are known to be
oxygen-sensitive. However, limited works are aimed at studying the influence of oxygen
on magnetite nanoparticles [26].
In view of the above-mentioned aspects, a series of sol-gel syntheses of the mag-
netite nanoparticles coated by APTES in different atmospheres (argon and ambient) was
accomplished and tested in terms of HA loading in this work. Unlike the work [23], our
APTES-coated particles were synthesized to compare without establishing an inert atmo-
sphere during the synthesis in order to (i) simulate ambient conditions in terms of the
effect of dissolved oxygen on the microstructure of MNPs, and (ii) to consider a low-cost
NH2-silica-functionalization route. Due to the positive charge of NH2-groups of APTES,
the electrophoretic light scattering (ELS) and the value of the zeta potential of NPs seem to
be informative enough to determine the loading potential for HA polyanions. Thus, the
formulation of the above multilayered, hybrid materials may lead to new materials with
the complexation ability of humic acids, the magnetism of MNPs and with the insolubility,
thermal and chemical stability characteristics of silica gel. This type of material utilizes
immobilized humic acids for any application, including removing contaminants from water
and/or other solvents and medical uses, while avoiding humic acid loss by solubilization.
In order to be able to tune the colloidal stability of the magnetically separable multifunc-
tional adsorbent to be used in water purification in the future, the pH-dependent charge
state and colloidal stability of different products have to be characterized.
2. Materials and Methods
2.1. Synthesis of Fe3O4 MNPs
The bare Fe3O4 MNPs were prepared by the coprecipitation method described in [12].
Briefly, 7.56 g of FeCl3·6H2O and 2.78 g of FeCl2·4H2O were dissolved in 70 mL of H2O,
which was then added to 40 mL of 25% solution of ammonium hydroxide at 50 ◦C un-
der argon flow with vigorous stirring. The obtained Fe3O4 nanoparticles were washed
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with ultrapure water five times to remove the synthesis residues, then dried at 70 ◦C
under vacuum.
2.2. Synthesis of Fe3O4/APTES MNPs
The synthesis of the two composites of silica-coated magnetite nanoparticles was carried
out by the well-known Stöber method [27]. The previously synthesized magnetite nanopar-
ticles were used as cores to be coated with SiO2. We used 3-aminopropyltriethoxysilane
(APTES, 98% purity, Sigma-Aldrich Chemie GmbH, Steinheim, Germany) as the NH2-silica
precursor. The two composites of NH2-silica functionalized silica magnetite nanopar-
ticles are identified as Fe3O4/APTES(Ar) and Fe3O4/APTES (air). In the synthesis of
the Fe3O4/APTES(Ar) and Fe3O4/APTES (air) nanocomposites, argon and ambient (air)
atmosphere were used, respectively. According to [28], 3.21 g of Fe3O4 MNPs was dis-
persed in 150 mL of ethanol/water (volume ratio, 1:1) solution. Then 13.6 g of APTES
was added to the solution under argon or air atmosphere at 40 ◦C for 2 h. The molar
ratio of APTES to Fe3O4 was used as 4:1. The room temperature, cooled solution of the
formulated Fe3O4/APTES(Ar) and Fe3O4/APTES (air) MNPs was separated with a mag-
net (Nd, 0.3 Ts). All subsequent silanization reactions were performed in 1/1 mixtures
of ethanol/water and extensively washed with water before analysis or further use. This
was done to avoid the occurrence of nonspecifically bound silane to the particle surfaces.
Finally, the Fe3O4/APTES(Ar) and Fe3O4/APTES (air) samples were vacuum-dried at
70 ◦C for 2 h.
2.3. Humic Acids Characterization
The sample of HA was prepared from sodium humate (Powhumus, Humintech,
Grevenbroich, Germany). The low H/C atomic ratio (0.85) suggests a high content of
aromatic structures in the HA preparation. The total acidity of the sample was 5.3 mmol/g
of acidic COOH and OH-groups, the weight-average molecular weight Mw was 9.9 kD.
In the total, three types of samples were formulated: Fe3O4, Fe3O4/APTES(Ar) and
Fe3O4/APTES (air) to analyze microstructure, surface parameters and estimate loading
capacity towards HA.
2.4. Characterization of Samples
The phase composition and particle size of the MPNs samples were determined by
X-ray diffraction analysis (XRD) in Bragg–Brentano geometry using a Philips X-pert diffrac-
tometer (Cr-Kα radiation, λ = 2.29106 Å, Philips Analytical, Eindhoven, The Netherlands).
The full width at a half maximum (FWHM) of all the reflections was used for the par-
ticle size determination with the Scherrer equation. In order to quantify the oxidation
progress, the (440) reflection was fitted with five different functions in Origin 2019 Pro
(OriginLab Corporation, Northampton, UK). The morphology of the nanomaterials was
investigated by scanning electron microscopy (SEM) using a SUPRA 55VP-32-49 micro-
scope (Coventry, West Midlands, UK). The average particle diameter of the synthesized
MNPs was determined by measuring the diameters of more than 100 particles using
ImageJ software ± Standard deviation. The data were fitted with Lognormal functions
(95% confidence interval) using Origin 2019 Pro (OriginLab Corporation, Northampton,
UK). Infrared spectra were recorded in the 4000–400 cm−1 range on a Fourier transform
infrared spectrometer (FTIR IR-200, ThermoNicolet, Waltham, MA, USA). The samples
were pressed into tablets with Ø = 13 mm with spectrally pure KBr (pressing force of 6 tons)
at the rate of 1 mg of the powder of the analyte per 150 mg KBr.
Dynamic light scattering (DLS) measurements were conducted with a NanoZS appa-
ratus (Malvern Panalytical Ltd., Malvern, UK) at a wavelength of 633 nm with a solid-state
He–Ne laser at a scattering angle of 173◦ at 25 ◦C. For the DLS analysis, each sample
was diluted to approximately 0.1 g/L. Since the colloidal stability of the samples varies
with the solution conditions, the particles may aggregate, all of which were measured at
a given kinetic state achieved by 10 s of ultrasonication followed by 100 s of standstill.
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The experiments were carried out in a disposable zeta cell (DTS 1070). The range of pH
was between ~3 and ~10. The values of pH before and after the study on the device were
measured. Subsequently, the value of pH after measurement by the method of dynamic
light scattering was used. The experiments were performed at constant ionic strengths
0.01 M set by KCl. The effect of HA loading on the sorption capacity of MNPs was tested.
ANOVA was used for the analysis of statistically significant variances within and
between the zeta potentials and hydrodynamic sizes. The degree of statistical significance
of the results was calculated in the R-studio application. The programs were created in the
programming language R (inter-group statistical significance was fixed at p < 0.05). All
data were fitted with different functions using Origin 2019 Pro with R2 ≥ 0.99.
3. Results
3.1. Microstructure of Fe3O4/APTES MNPs
XRD analysis and SEM. The crystalline structures of the nanoparticles were identified
with XRD analysis (Figure 1). Powder XRD yields the crystal structure, and with analysis of
crystal defects, the diameter of nanoparticles can be estimated. Furthermore, it is possible
to differentiate between the phases magnetite and maghemite even though they have a
very similar spinel and distorted spinal structure, respectively [26]. The reflections were
fitted with the five most popular models: Gauss function, Lorenz function, Voigt function,
Pseudo-Voigt function and PearsonVII function in OriginPro 9.1. According to R2 and
χ2, data for Fe3O4 and Fe3O4/APTES (air) samples were most accurately fitted by the
Pseudo-Voigt function (R2 = 0.99 and χ2 = 55.4), while data for Fe3O4/APTES (Ar) were
by the PearsonVII function (R2 = 0.99 and χ2 = 49.9). The XRD patterns are similar for all
samples. They can be interpreted as a face-centered cubic (fcc) lattice with the parameters
of 8.381(3), 8.378(9) and 8.360(3) Å for the Fe3O4, Fe3O4/APTES (Ar) and Fe3O4/APTES
(air) samples, respectively (Table 1). Alkoxysilanes can give a wide peak in the diffraction
patterns; in this case, a wide peak can be attributed to the sample preparation effect.
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oxidized) [29]. For magnetite with an ideal Fe2+ content (assuming the Fe3O4 formula),
the mineral phase is known as stoichiometric magnetite (x = 0.50). As magnetite becomes
oxidized, the Fe2+/Fe3+ ratio (Formula 1) decreases (x < 0.50), with this form denoted as
nonstoichiometric or partially oxidized magnetite [29]. The stoichiometry can easily be








Finally, the composition of the crystalline component of the samples can be as-
signed as follows: Fe2.93O4, Fe2.92O4 and Fe2.81O4 for the Fe3O4, Fe3O4/APTES (Ar) and
Fe3O4/APTES (air) samples, respectively (Table 1). A decrease in the magnetite content
in the sample with a silica shell can be associated with the oxidation of magnetite in the
synthesis process. He and Traina [30] showed that magnetite particles treated with dilute
NaOH solution to some extent were transformed to maghemite.
The coherent-scattering region size was derived from powder XRD data by Scherrer’s
method. Changes in the size of nanoparticles upon coating studied by SEM and XRD
correlated. While the spherical particle shape remained constant for all modification routes,
a slight particle growth can be observed (Figure 2). The bare magnetite particles exhibit a
median particle diameter of 17.1 and 32.1 nm for XRD and SEM analysis, respectively. Such
magnitudes for the magnetic iron oxide nanoparticles are known to be for superparamag-
netic MNPS with a high saturation magnetization and a high specific surface area [31,32].
The diameter of the Fe3O4/APTES (Ar) particles changed to 20.5 and 24.2 nm compared
to bare MNPs, while the Fe3O4/APTES (air) particles demonstrated a diameter gain to
18.5 and 23.3 nm for XRD and SEM analysis, respectively. The crystallite size increase of
APTES-modified NPs, in comparison with bare NPs, happened when the particles were
submitted to the thermal sol-gel treatment, which resulted in the modification of their
physical properties [24]. This is in agreement with others papers, which showed an increase
in crystallite size from 10 to 13 nm [33] and 13.4 to 18.4 nm [23] after amino-silica function-
alization. According to the coefficient of variation (CV) and standard deviation value (σ) of
samples for SEM, Fe3O4/APTES (air) has a smaller size distribution (10.5%, 3.1) than Fe3O4
(13.5%, 4.3) and Fe3O4/APTES (Ar) (11.6%, 2.8). Despite that, all samples are considered as
polydisperse according to [34]. A CV of 10.5% and an SD of 3.1 indicate the homogeneity
of the Fe3O4/APTES (air) NPs crucial for the final performance of the surface-activated
material. Thus, the synthesis atmosphere (argon or air) only moderately affects the particle
size, but we observed an influence on the lattice parameters of magnetite leading to its
deeper crystal defects. The content of stoichiometric magnetite in the air-synthesized route
sample decreased from 75.8 to 42.2%.
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Figure 2. SEM image of (a) Fe3O4, (b) Fe3O4/APTES (Ar), (c) Fe3O4/APTES (air) and their size distribution. 
FTIR spectra. The FTIR spectra of Fe3O4, Fe3O4/APTES(Ar) and Fe3O4/APTES (air) na-
noparticles are compared in Figure 3. The FTIR spectrum of Fe3O4 exhibits infrared ab-
sorption bands at 424, 592 and 628 cm−1, that can be assigned to the Fe-O stretching mode 
of the tetrahedral and octahedral sites for the band at 592 cm−1 and the Fe-O stretching 
mode of the octahedral sites for the band at 424 cm−1 [35]. For the Fe3O4/APTES(Ar), the 
bands 396 and 592 are ascribed to the Fe-O bond of Fe3O4 [35], while 620 cm−1 can be at-
tributed to the Fe2O3 or Fe-O-Si bonds as well. The bond 464 cm−1 observed on 
Fe3O4/APTES(Ar) can be ascribed to the stretching and deformation vibrations of SiO2, 
reflecting the coating of silica on the magnetite surface. For the Fe3O4/APTES (air), the 
characteristic absorption bands of the Fe–O bond shifted to a higher wavenumber (636 
cm−1) compared to the uncoated MNPs (at 628 cm−1) and can be attributed to Fe–O–Si 
bonds according to the results of Bini et al. [24]. On the other hand, a band at 636 cm−1 of 
Fe3O4/APTES (air) can be assigned to Fe-O of maghemite as indicated in [35]. The band at 
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Surface modification by APTES is a complex process since it does not include a sin-
gle mechanism and many different intermediates are possible [37]. The FTIR spectra
demonstrate the absorption bands for the silanol (Si–O–H) and siloxane (Si–O–Si) groups.
The band 1008 cm−1 of Fe3O4/APTES (air) is attributed to the Si-O-Si groups, respec-
tively [36,38], confirming the adsorption of APTES on the MNP surface. The band around
992 cm−1 of Fe3O4-APTES(Ar) is assigned to the Si-O [39] or Si-OH [38] groups. At the
same time, White [40] reported that bands 1008 or 992 cm−1 could be attributed to the
SiO bond of the SiOH-group, which H-bonded to NH2-group (Figure 3, case 4). White
also reported on the formation of so-called “arched” structures, in which the amino group
interacts with the OH-group Si-OH or Fe-OH. According to [41], band 1392 cm−1 of the
Fe3O4 spectra can be attributed to the OH-groups. The absence of bands around 2979 cm−1
for Fe3O4/APTES (air) and Fe3O4/APTES (Ar) indicates the absence of OCH3-groups [41].
There are three different explanations of ~1600 and ~3400 cm−1 bands: free NH2, bond-
ing of N-H or OH-groups. Broad bands at 1628 and 3416 cm−1 for Fe3O4 and 3416 cm−1
for Fe3O4/APTES (air) could be identified as OH-stretching vibration. At the same time,
1624 and 1616 cm−1 for Fe3O4-APTES(Ar) and Fe3O4/APTES (air), respectively, can be
identified as the N–H stretching vibration, which indicates as the free amino group [42]. A
small band at 3448 cm−1 for Fe3O4/APTES(Ar) can be ascribed OH-stretching vibration of
the OH-group or amino-group, in accordance with the small fraction of the alkoxysilane
on the surface layer [42].
The intensity of the APTES bands for the MNPs modified in Ar and air was relatively
weak. The relative insensitivity of IR analysis with respect to surface modification of
the nanoparticles with APTES was likely to render it incapable of detecting what could
have been subtle changes with respect to surface composition resulting from these experi-
ments [43]. These observations line up with the fact that the surface silane layer represents
a small amount of the material’s mass in comparison with its bulk of magnetite. Sur-
prisingly, the more intense bands were obtained when the reaction was performed in
air, suggesting that much more APTES had been deposited to the nanoparticles’ surface.
This could be due to the higher density of surface OH-groups nm−2 of the maghemite,
of 9.8, in comparison to those of the magnetite, of 5.2 [44], leading to a more effective
silanization due to the interchanging of hydroxyl groups of nanoparticles with APTES
moieties. However, there are other data from Jolstere et al. [45] suggesting that the number
of proton-active surface sites is 1.5 ± 0.8 sites nm−2, which is 1.5 times larger than the
maghemite (0.99 ± 0.05) [45]. This rather high value of active surface sites of magnetite
has been questioned by Tombacz et al. [46].
On the other hand, increased intensity for the OH-groups region can be a result of the
uncompleted polymerization of APTES. However, it should also be stated that in the case
of successful polymerization, there will be OH-groups on the surface; therefore, an increase
in intensity cannot directly be evidence of incomplete polymerization.
Thus, the oxidative environment does not influence the silanization in the same way
that the phase iron oxide nanoparticles do. This circumstance allows for modifying APTES
without the establishment of an inert atmosphere, i.e., in low-cost conditions. In the spectra
for both samples of Fe3O4/APTES, the peaks for the functional groups and silane binding
assigned to the Si-O groups confirm the introduction of APTES to the surface of magnetite
NPs and NH2 groups on the surface of APTES.
3.2. Characteristics of Surface Charging and Hydrodynamic Size of MNPs
In the case of all the samples obtained, the core is magnetite in a maghemite shell,
which means that only Fe3+ and OH are presented on the NPs surface (Figure 4).
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Figure 4. Principal scheme of Fe3O4/APTES with different types of bonds, which are possible
on the surface: (1) Fe-OH in case of a lack of APTES due to unsuccessful functionalization (blue
color on scheme); (2) C2H5OH (blue color) in case of an incomplete polymerization or ≡Fe-O- . . .
+ H3N-R bonds (green color on figure) or -NH2 . . . -OH bands (4); (3) -NH2 in case of a successful
functionalization (red color).
With the prevalence of hydroxyl groups on the surface (from Fe-OH after unsuccessful
functionalization or -C2H5OH in case of incomplete polymerization and ≡Fe-O- . . . +
H3N-R bonds), the particle will have a negative charge (right part of the figure), with
the prevalence of amino groups—a positive charge (left part of the figure). In accordance
with the above surface scenarios, the following reactions can occur on the surface during
protonation and deprotonation (Equations (2)–(7)) [42]:
≡ Fe−OH + H+ ⇔≡ Fe−OH+2 (2)
≡Fe-OH + OH− ⇔≡Fe-O− + H2O (3)
R− H+ ⇔ R−OH+2 (4)
R-OH + OH− ⇔ -RO− + H2O (5)
R−NH2 + H+ ⇔ R−NH+3 (6)
R-NH3+ + OH− = R-NH2 + H2O (7)
The presence of the amine function should shift the IEP towards higher pH values, as
the intrinsic pKa of the aminopropyl is 9.8, and the amino groups shoul be fully protonated
at pHs less than about 9 [47]. Depending on the effec ive surface c ncentration of the amine
groups and the surface concentration of the free silanol groups, the ele trokin tic surface
potential could vary from slightly positive o strongly positive due to the charge balancing
effect of the deproton ting surface silanol [47].
3.2.1. Effects of APTES and Oxidation
Due to the positive charge of NH2-groups of APTES, the method of electrophoretic
light scattering (ELS) and the value of the zeta potential of NPs seem to be informative to
determine the loading potential for the negative charged HA. The adsorption of humic acids
on magnetite nanoparticles focusing on surface charges of magnetite was first reported by
Illes and Tombacz [48]. The adsorption studies through surface charges study revealed that
the amount of loaded HA is influenced by the pH. This study is of interest for improving
the humic preparations to be available to immobilize on the mineral surfaces and therefore
prolonged migration and stability.
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The pH-dependent charge state of particles measured as zeta potential is presented
in Figure 5 for the Fe3O4, Fe3O4/APTES(Ar) and Fe3O4/APTES (air) nanoparticles. It
is evident from Figure 5 that the profiles of zeta potential curves for APTES-based NPs
were dependent on the synthesis way (Table 1). Different synthesis conditions lead, there-
fore, to different surface charges. When examining the profiles of zeta potential between
Fe3O4/APTES NPs samples synthesized in argon and air atmosphere in Figure 5, it is
evident that a significant difference is observed practically in the entire pH range.
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The isoelectric point (IEP) of Fe3O4 NPs (Figure 5) was found to be 6.3, i
in ith values in the literature [49]. The IEP corresponds to the pH regime
where the net charge on the NPs reaches zero [50]. The reactions of surface ≡Fe–OH
sites of magnetite, which can lead to he f rmation of positive (≡Fe–OH+2 ) and n gative
(≡Fe–O−) surface charge , w re observed [48]. In comparison, with Fe3O4, the presence of
the amine groups should shift the IEP towards igher pH values [23]. IEP values for
Fe3O4/APTES(Ar) and Fe3O4/APTES (air) were established at pH 7.1 and 6.6, respectively.
The IEP value of Fe3O4/APTES(Ar) being around pH = 7 is attributed to the presence of
protonated amino groups on the SiO2 surface [51,52]. This is combined with the position of
the zeta potential curve, whereby there are fewer negative charges in the alkaline region
on the surface of Fe3O4/APTES(Ar) than on the surface of Fe3O4 and Fe3O4/APTES (air).
The reactions of surface Fe3O4-Si–NH2 sites with H+ and OH−-ions lead to the formation
of positive (≡Fe-O-Si-NH+3 ) surface charges and uncharged NH2-group, correspondingly.
Bini [24] also reported on the presence of amino groups on the surface of the functionalized
sample, which is confirmed by the shift of the isoelectric point to the alkaline region
(Table 2). Various IEP values for Fe3O4/APTES (Ar) and other samples from [23,24,33] can
be explained by different concentrations of the surface amino groups [53].
Table 2. Amount of HA needed to reach the changes in surface charge for the Fe3O4-APTES samples
(pH ∼5 and KCl = 0.01 M).
ount Fe3 4 Fe3O4/APTES (Air) Fe3O4/APTES (Ar)
for full neutralization f charge, g/g 0.01 0.0085 0.005
to reach −20 mV of zeta potential, g/g 0.016 0.038 0.014
to reach plateau, g/g 0.04 0.056 0.04
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So, it can be assumed that the moderate shift of IEP for Fe3O4/APTES (air) (6.3 vs. 6.6)
indicated the slight polycondensation extent, as shown by IR studies. However, it cannot
be ignored that the bare magnetite was transformed to maghemite after functionalization
in the air atmosphere. Rodriquez et al. [50] have reported that the IEP for γ-Fe2O3 NPs
is located at pH = 3.22. This IEP is very low, and we suspect the lowering effect of an
unidentified trace contaminant like humate, phosphate. The polycondensation with APTES
shifted the IEP to 6.41, which correspond to the APTES pKa value. The γ-Fe2O3/APTES-
beads are positively charged at low pH (<6.41), while negatively charged at high pH [51].
Therefore, this fact can confirm the γ-Fe2O3 functionalization with APTES in air conditions.
In the acidic region, there are more positive charges on the surface of Fe3O4/APTES
(air) than those of Fe3O4 and Fe3O4/APTES(Ar). This could be indicated by the greater
amount of alcohol OH groups on the surface due to incomplete polymerization and/or
adsorbed amino groups being H-bonded or protonated [40]. According to [43], hydrophilic
and protic solvents (like alcohols) usually accelerate hydrolysis and condensation kinetics,
thus promoting the surface modification process. However, they can also compete with
the silane for surface silanol groups by H-bonding. Solvent molecules can also invert the
silane hydrolysis reaction or even form stable complexes with the hydrolyzed species that
can lower their reactivity [43]. Organosilane (3-aminopropyl)triethoxysilane can bind to a
metal oxide by adsorption or covalent bonding and through the active amino group in its
structure [24].
The Fe3O4 and Fe3O4/APTES (air) samples are unstable in a narrow range of pH 5–7,
i.e., near the isoelectric point, the zeta potential values in the range of other pH values
are approximately +30 mV (Figure 5). This value proves the system’s stability. At the
same time, the Fe3O4/APTES(Ar) sample is only stable in the pH range 3–5, and the zeta
potential starts to decrease with the system becoming less and less stable. As a result, in
the alkaline region with pH > 7, the sample becomes unstable, which agrees with the value
of the hydrodynamic diameter in this range (Figure 5, right side).
The situation for hydrodynamic diameter parameter reflected a more complicating
process in the case of surface modification of nanoparticles in the air atmosphere (in the pres-
ence of dissolved oxygen). Probably, particle interparticle cross-linking through siloxane
bridges may appear in air conditions as a consequence of uncontrolled reaction conditions.
Figure 5 shows the DLS measurement of Fe3O4, Fe3O4/APTES (air) and Fe3O4/APTES (Ar)
particles in water. The Fe3O4 and Fe3O4/APTES (air) sample show a significant increase
in average particle size over the range of pH~6–8 (490 and 650 nm, respectively), proving
a pronounced aggregation near the pH of IEP, where the electrostatic repulsion between
particles is negligible, and particles generally undergo fast coagulation, in accordance
with [46]. The higher OH-group content was a reason for a higher hydrodynamic diameter
of Fe3O4/APTES (air) compared to bare Fe3O4. In contrast with Fe3O4 and Fe3O4/APTES
(air), Fe3O4/APTES (Ar) has the lesser average size in the whole range of pH, wherein we
can see two plateau ranges: at 3 ≤ pH ≤ 5 with ~140 nm and 6 ≤ pH ≤ 10 with ~270 nm.
The second plateau is apparently consistent with a low zeta potential (around −10 mV) at
the point of IEP, and a slight increase in the hydrodynamic diameter is observed. The low
zeta potential at the range 7 ≤ pH ≤ 10 and the lower hydrodynamic diameter is probably
due to the presence of hydrophobic uncharged NH2-group on the surface of Fe3O4/APTES
(Ar), which is in agreement with the data of the IR-spectroscopy.
To further evaluate the zeta potential and the size data, which are crucial for the
capacitance of NP samples that are limited by the number (density) and distribution of
surface groups, the NP’s ability to interact with the complementary/target molecular
species—humic acids—was studied.
3.2.2. Effects of HA Adsorption on MNPs Charge
The content of HA was changed to reach completely covered nanocomposites. The
change in the particle charge state due to adsorption of HA on magnetite and silica-coated
NPs is represented by changes in the electrokinetic potential (Figure 6) as a function
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of the added amount of HA at the conditions of the adsorption isotherm (pH∼5 and
KCl = 0.01 M).
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to completely neutralize the charge. According to [54], these amounts are the actual moles
of COO− groups linking the HA to the surface sites. Further adsorption f the HA in
excess of surface charge neutralization causes charge reversal of particles.
sor tion of ca se zeta potential reversal and increased the absolute value
of the zeta potential to −20 mV at different amounts of adsorbed HA (Table 2). While
HA adsorption can increase up to some specific value (different for NPs) (g/g for plateau
value in Figure 6), the absolute value of the electrokinetic potential of the particles does
not increase further with an increasing amount of added HA (Table 2), probably due to ad-
sorption saturation. The saturation with humic acids above the charge neutralization point
probably indicates the participation of other types of bonds (covalent, donor-acceptor). In
addition, this is also expected because of the limited increase in the values of electroki-
netic mobility and due to counter ion condensation at high potentials and low electrolyte
concentrations [51].
On Figure 7 the influence of different HA content is presented. Ratios as 0.0077, 0.0129,
0.0258, 0.0387, 0.0516, 0.0645, 0.0903 and 0.1161 g of HA per 1 g of Fe3O4 were used.
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At certain g/g concentrations of humic acids, it is possible to achieve complete cover-
age of nanoparticles (Figure 8). According to [48], HA has a negative charge throughout
the pH range studied here. Adsorption of polyanionic HA on iron oxide nanoparticles
and amino-silica-coated induces a zeta potential reversal in the acidic region; the negative
charges on nanoparticles become gradually dominant. The reach of a negative surface over
the entire pH (3–10) interval indicates a complete coverage of the surface with humic acids.
The maximum value of the negative zeta potential that can be achieved with an increase in
the concentration of HA is 40 mV. Interestingly to note that a small amount of humic acids
(around 0.007 g) is required to achieve a negative charge of −40 mV in the case of a sample
Fe3O4/APTES (Ar) at pH ≥ 7. This is probably due to the conformation of humic acids,
which have an expanded structure in the alkaline region, and the formation of multisite
binding of HA with the Fe3O4/APTES (Ar) surface.
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Figure 8. Amount of HA for complete coverage of 1 g NPs given in g. (pH 3, zeta potential~−20 mV
and pH 9, zeta potential~−40 mV, 0.01 M KCl) (p-value < 0.05 for Fe3O4 or Fe3O4/APTES (Ar) and
Fe3O4/APTES (air)).
In the case of incomplete coating with humic acids, the zeta potential of the samples is
in the range ±20 mV< zeta potential < −20 mV at pH < 7–8, which indicates the instability
of the nanoparticles. Upon reaching full-coverage of HA, the zeta potential value becomes
zeta potential > −20 mV in the entire pH range.
The isoelectric point offset can be used to analyze the degree of coverage of the sample
with humic acids. The isoelectric point of the nanocomposites shifts towards a decrease in
pH with increasing HA concentration (from ~6.2 at 0 g/g HA to ~3 at max concentration
HA for Fe3O4). As seen in Figure 7, the IEP of MNPs shifts from pH 6.4 (for Fe3O4/APTES
(Ar) to 7.1 and for Fe3O4/APTES (air) from 6.6) to lower pH values upon the addition of
0.007 g HA. At their higher added amounts (0.039, 0.026 and 0.065 g HA to g of Fe3O4,
Fe3O4/APTES (Ar) and Fe3O4/APTES (air), Figure 7), the electrokinetic potential of the
coated particles was negative in the entire range of pH studied here. The results showed
that the pH-dependent stability shifts in parallel with IEP in each case; the differences are
only in the amounts of HA that can completely mask the original amphoteric feature of
magnetite. When the position of the isoelectric point is of pH ~3 or less, the surface is
completely covered with humic acids in the case of all samples.
Covering the magnetite particles with a silica shell leads to an increase by almost one
and a half times the SBET value: SBET of Fe3O4 = 100 m2·g−1, SBET of Fe3O4-silica-NH2 =
144 m2·g−1 [48] or from 114 m2·g−1 for Fe3O4 to 216 m2·g−1 for Fe3O4/APTES (air) [37].
This is combined well with an increase in the sorption capacity of the Fe3O4/APTES
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(air) sample at the entire pH range see Figure 8, pH 3 and pH 9) in comparison with
bare magnetite, as was shown in this paper. At the same time, the increase in the sorption
capacity with respect to humic acids for the sample subjected to oxidation may be associated
with an increase in the number of OH-groups on the surface, which is in agreement with
the IR spectroscopy data. The lower capacity of Fe3O4/APTES (Ar) in respect to HA is
likely due to the more hydrophobic nature of the surface as a result of more effective
polymerization in the controlled conditions [55].
According to the magnitude of the shift of the pH-dependent zeta potential functions,
due to the sorption of an increasing amount of humic acids for all samples, we can propose
an order for the decreasing sorption capacity:
Fe3O4/APTES (air) Fe3O4 ≈ Fe3O4/APTES (Ar)
Figure 9 demonstrates the change in colloidal stability at pH∼5 and KCl= 0.01 M. For
the polyelectrolyte-free system, the particles of Fe3O4, Fe3O4/APTES(Ar) aggregated and
settled due to the low charge density and the low electrokinetic potential. The same kind
of aggregation and sedimentation were observed until a certain amount of HA was added
(Figure 7). At that point, the electrokinetic potential attained a value of approximately
−20 mV, sufficiently high negative to keep the nanoparticles dispersed in the form of a
stable, transparent colloidal sol. Samples of Fe3O4, Fe3O4/APTES (Ar) in the presence of
humic acids at a concentration of 0–0.012 g become unstable, aggregated and sedimented
due to the lower surface charge. The sample Fe3O4/APTES (air) remains stable even at a
low concentration of humic acids (0–0.025 g); it is likely due to the large intrinsic surface
charge due to the high density of the hydroxyl groups of Fe3O4/APTES (air).
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(p-value < 0.05).
The aggregation and the disaggregation behavior of bare and silica-modified iron
oxide nanoparticles samples at variable pH and variable concentrations of HA were in-
vestigated. Figure 7 shows the hydrodynamic diameter of iron oxide NPs as a function of
pH in the presence of different HA contents. The increase of HA concentration increased
MNPs aggregation, particularly at pH values close to the IEP, resulting in the formation of
large, porous, fractal aggregates, which is in agreement with the DLVO theory and other
data [56]. When 0.0077 g/g of humic acids was added, the average hydrodynamic diameter
in the region of the isoelectric point for the samples varied from 329 for Fe3O4/APTES (Ar)
to around 620 nm for Fe3O4/APTES (air). At high concentrations of HA, the Z average
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hydrodynamic diameter close to IEP shows clear trends: the larger size of aggregates with
the higher concentration of HA (Figure 7, see Fe3O4/APTES (air)).
When the nanoparticle core is completely coated with humic acids, the average
hydrodynamic size becomes 130–150 nm and does not depend on the value of pH. With IEP
around pH~4 with the full-coverage amount of humic acids, the value of the hydrodynamic
diameter for all samples is in the range of 150–200 nm (for Fe3O4, this size observed in the
pH range 4–10, for Fe3O4/APTES (air) in the range of 6–10).
Notably, HA superstructures limited the diffusion of both silica oligomers and nanopar-
ticles in solution. Overall, these phenomena resulted in a smaller size of Fe3O4/APTES
(Ar) than for the bare MNPs and Fe3O4/APTES (air) [57].
4. Conclusions
In this work, we have studied the Fe3O4/APTES multifunctional nanosorbents fab-
ricated in different atmospheres (Ar and ambient) for environmental purposes, such as
heavy metal or radioisotope removal by magnetic separation. The colloid stability of
nanoadsorbents is essential since adsorption requires a well-dispersed state of NPs, while
controlled aggregation is favored in the removal step. When focusing on the future appli-
cations, the microstructure and the colloid stability were investigated in terms of magnetite
content, electrokinetic and hydrodynamic parameters and the pH-dependent loading ca-
pacity towards humic acids. It demonstrated that changes in the atmospheric conditions
of the MNPs synthesis (in argon and ambient) led to a change both in the content and
in the crystalline size of magnetite, as well as the surface charge, due to the variation
in the ratio of surface functional groups (amino- and hydroxyl groups). Electrophoretic
light scattering measurements performed at various HA loadings allowed us to observe
the shift of the isoelectric point from pH~ 7 to 3 with increasing HA addition in parallel
with the reversal of the zeta potential values. The latter occurred when the surface of the
particle was completely covered by HA molecules, indicating that this phenomenon is
closely related to HA adsorption. Based on the magnitude of the shift of the pH-dependent
zeta potential functions due to the sorption of an increasing amount of HA observed for
all samples, we can envision the construction of a series of samples in which the loading
capacity varies. So, the zeta potential data can be used to predict the electrostatic sorption
capacity (charge-dependent loading). Future studies will be directed on estimation the
solubility of silica-coated magnetite nanosorbents functionalized by humic acids and their
sorption capacity towards target ecotoxicants (heavy metals as Pb, Cu, pharmaceuticals as
ciprofloxacin, diclofenac, streptomycine, paracetamol) and biomolecules.
Author Contributions: Conceptualization, methodology, writing—review and editing, project ad-
ministration, E.T.; conceptualization, writing—original draft preparation, writing—review and
editing, supervision, K.K.; investigation, software, L.B.; investigation, writing—original draft prepa-
ration and review, software, E.I.; formal analysis, O.T.; supervision, project administration, resources,
G.D.; investigation, N.G.; conceptualization, methodology, Y.A. All authors have read and agreed to
the published version of the manuscript.
Funding: This research was supported by the Ministry of Science and Higher Education of the
Russian Federation in the frame of the basic part of government-supported researches (project
Nanomaterials 2021, 11, x FOR PEER REVIEW 16 of 19 
 
 
MNPs aggregation, particularly at pH values close to the IEP, resulting in the formation 
of large, porous, fractal aggregates, which is in agreement with the DLVO theory and 
other data [56]. When 0.0077 g/g of humic acids was added, the average hydrodynamic 
diameter in the region of the isoelectric point for the samples varied from 329 for 
Fe3O4/APTES (Ar) to around 620 nm for Fe3O4/APTES (air). At high concentrations of HA, 
the Z average hydrodynamic diameter close to IEP shows clear trends: the larger size of 
aggregates with the higher concentration of HA (Figure 7, see Fe3O4/APTES(air)).  
When the nanoparticle core is completely coated with humic acids, the average hy-
drodynamic size becomes 130–150 nm and does not depend on the value of pH. With IEP 
around pH~4 with the full-coverage amount of humic acids, the value of the hydrody-
namic diameter for all samples is in the range of 150–200 nm (for Fe3O4, this size observ d 
in the pH range 4–10, for Fe3O4/APTES (air) in the range of 6–10).  
Notably, HA superstructures limited the diffusion of both silica oligomers and nano-
particles in solution. Overall, these phenomena resulted in a smaller size of Fe3O4/APTES 
(Ar) than for the bare MNPs and Fe3O4/APTES (air) [57]. 
4. Conclusions 
In this work, we have studied the Fe3O4/APTES multifunctional nanosorbents fabri-
cated in different atmospheres (Ar and ambient) for environmental purposes, such as 
heavy metal or radioisotope removal by magnetic separation. The colloid stability of 
nanoadsorbents is essential since adsorption requires a well-dispersed state of NPs, while 
controlled aggregation is favored in the removal step. When focusing on the future appli-
cations, the microstructure and the colloid stability were investigated in terms of magnet-
ite content, electrokinetic and hydrodynamic parameters and the pH-dependent loading 
capacity towards humic acids. It demonstrated that changes in the atmospheric conditions 
of the MNPs synthesis (in argon and ambient) led to a change both in the content and in 
the crystalline size of magnetite, as well as the surface charge, due to the variation in the 
ratio of surface functional groups (amino- and hydroxyl groups). Electrophoretic light 
scattering measurements performed at various HA loadings allowed us to observe the 
shift of the isoelectric point from pH~ 7 to 3 with increasing HA addition in parallel with 
the reversal of the zeta potential values. The latter occurred when the surface of the parti-
cle was completely covered by HA molecules, indicating that this phenomenon is closely 
related to HA adsorption. Based on the magnitude of the shift of the pH-dependent zeta 
potential functions due to the sorption of an increasing amount of HA observed for all 
samples, we can envision the construction of a series of samples in which the loading ca-
pacity varies. So, the zeta potential data can be used to predict the electrostatic sorption 
capacity (charge-dependent loading). Future studies will be directed on estimation the 
solubility of silica-coated magnetite nanosorbents functionalized by humic acids and their 
sorption capacity towards target ecotoxicants (heavy metals as Pb, Cu, pharmaceuticals 
as ciprofloxacin, diclofenac, streptomycine, paracetamol) and biomolecules.  
Author Contributions: conceptualization, methodology, writing—review and editing, project ad-
ministration, E.T.; conceptualization, writing—original draft preparation, writing—review and ed-
iting, supervision, K.K.; investigation, software, L.B.; investigation, writing—original draft prepa-
ration and review, software, E.I.; formal analysis, O.T.; supervision, project administration, re-
sources, G.D., investigation, N.G.; conceptualization, methodology, Y.A. All authors have read and 
agreed to the published version of the manuscript.  
Funding: This research was supported by the Ministry of Science and Higher Education of the Rus-
sian Federation in the frame of the basic part of government-supported researches (project № FSFF-
2020-0016). E. Illés gratefully acknowledges the support of the János Bolyai Research Scholarship of 
the Hungarian Academy of Sciences and the UNKP-19-4 New National Excellence Program of the 
Ministry for Innovation and Technology. 
Conflicts of Interest: The authors declare no conflict of interest. 
S -2020-0016). E. Illés gratefully acknowledges the support of the János Bolyai Research
Scholarship of the Hungarian Academy of Sciences and the UNKP-19-4 New National Excellence
Program of the Ministry for Innovation and Technology.
Conflicts of Interest: The authors declare no conflict of interest.
References
1. Mohammed, L.; Gomaa, H.G.; Rajab, D.; Zhu, J. Magnetic Nanoparticles for Environmental and Biomedical Applications: A
Review. Particuology 2017, 30, 1–14. [CrossRef]
2. Jiang, B.; Lian, L.; Xing, Y.; Zhang, N.; Chen, Y.; Lu, P.; Zhang, D. Advances of Magnetic Nanoparticles in Environmental
Application: Environmental Remediation and (Bio)sensors as Case Studies. Environ. Sci. Pollut. Res. 2018, 25, 30863–30879.
[CrossRef] [PubMed]
Nanomaterials 2021, 11, 1418 17 of 18
3. Tang, S.; Lo, I. Magnetic Nanoparticles: Essential Factors for Sustainable Environmental Applications. Water Res. 2013, 47,
2613–2632. [CrossRef] [PubMed]
4. Majewski, P.; Thierry, B. Functionalized Magnetite Nanoparticles—Synthesis, Properties, and Bio-Applications. Crit. Rev. Solid
State Mater. Sci. 2007, 32, 203–215. [CrossRef]
5. Tombácz, E.; Turcu, R.; Socoliuc, V.; Vékás, L. Magnetic Iron Oxide Nanoparticles: Recent Trends in Design and Synthesis of
Magnetoresponsive Nanosystems. Biochem. Biophys. Res. Commun. 2015, 468, 442–453. [CrossRef] [PubMed]
6. Wallyn, J.; Anton, N.; Vandamme, T. Synthesis, Principles, and Properties of Magnetite Nanoparticles for in vivo Imaging
Applications—A Review. Pharmaceutics 2019, 11, 601. [CrossRef]
7. Barrera, G.; Tiberto, P.; Allia, P.; Bonelli, B.; Esposito, S.; Marocco, A.; Michele, P.; Leterrier, Y. Magnetic Properties of Nanocom-
posites. Appl. Sci. 2019, 9, 212. [CrossRef]
8. Esposito, S.; Marocco, A.; Dell’Agli, G.; Bonelli, B.; Mannu, F.; Allia, P.; Tiberto, P.; Barrera, G.; Pansini, M. Separation of Biological
Entities from Human Blood by Using Magnetic Nanocomposites Obtained from Zeolite Precursors. Molecules 2020, 25, 1803.
[CrossRef]
9. Peddis, D.; Laureti, S.; Fiorani, D. New Trends in Nanoparticle Magnetism; Springer Series in Materials Science; Springer: Cham,
Switzerland, 2021; 440p. [CrossRef]
10. Illés, E.; Tombácz, E. The Effect of Humic Acid Adsorption on pH-Dependent Surface Charging and Aggregation of Magnetite
Nanoparticles. J. Colloid Interface Sci. 2006, 295, 115–123. [CrossRef]
11. Mallakpour, S.; Madani, M.A. Review of Current Coupling Agents for Modification of Metal Oxide Nanoparticles. Prog. Org.
Coat. 2015, 86, 194–207. [CrossRef]
12. Kydralieva, K.A.; Yurishcheva, A.A.; Dzhardimalieva, G.I.; Jorobekova, S.J. Nanoparticles of Magnetite in Polymer Matrices:
Synthesis and Properties. J. Inorg. Organomet. Polym. Mater. 2016, 26, 1212–1223. [CrossRef]
13. Liu, I.F.; Zhao, Z.S.; Jiang, G.B. Coating Fe3O4 Magnetic Nanoparticles with Humic Acid for High Efficient Removal of Heavy
Metals in Water. Environ. Sci. Technol. 2008, 42, 6949–6954. [CrossRef] [PubMed]
14. Sundman, A.; Vitzhum, A.-L.; Adaktylos-Surber, K.; Figueroa, A.I.; van der Laan, G.; Daus, B.; Byrne, J.M. Effect of Fe-
metabolizing Bacteria and Humic Substances on Magnetite Nanoparticle Reactivity towards Arsenic and Chromium. J. Hazard.
Mater. 2019, 384, 121450. [CrossRef] [PubMed]
15. Bondarenko, L.S.; Kovel, E.S.; Kydralieva, K.A.; Dzhardimalieva, G.I.; Illés, E.; Tombácz, E.; Kudryasheva, N.S. Effects of Modified
Magnetite Nanoparticles on Bacterial Cells and Enzyme Reactions. Nanomaterials 2020, 10, 1499. [CrossRef]
16. Dzhardimalieva, G.I.; Irzhak, V.I.; Bratskaya, S.Y.; Mayorov, V.Y.; Privar, Y.O.; Kasymova, E.D.; Kulyabko, L.S.; Zhorobekova,
S.Z.; Kydralieva, K.A. Stabilization of Magnetite Nanoparticles in Humic Acids Medium and Study of their Sorption Properties.
Colloid J. 2020, 82, 1–7. [CrossRef]
17. Janos, P.; Kormunda, M.; Zivotsky, O.; Pilarova, V. Composite Fe3O4/humic Acid Magnetic Sorbent and its Sorption Ability for
Chlorophenols and Some Other Aromatics Compounds. Sep. Sci. Technol. 2013, 48, 2028–2035. [CrossRef]
18. Bayrakci, M.; Gezici, O.; Zeki Bas, S.; Ozmen, M.; Maltas, E. Novel Humic Acid-Bonded Magnetite Nanoparticles for Protein
Immobilization. Mater. Sci. Eng. C 2014, 42, 546–552. [CrossRef]
19. Gezici, O.; Kara, H.; Ersoz, M.; Abali, Y. The Sorption Behavior of a Nickel-Insolubilized Humic Acid System in a Column
Arrangement. J. Colloid Interface Sci. 2005, 292, 381–391. [CrossRef]
20. Gezici, O.; Kara, H. Towards Multimodal HPLC Separations on Humic Acid-Bonded Aminopropyl Silica: RPLC and HILIC
Behavior. Talanta 2011, 85, 1472–1482. [CrossRef]
21. Yang, S.T.; Zong, P.F.; Ren, X.M.; Wang, Q.; Wang, X.K. Rapid and Highly Efficient Preconcentration of Eu(III) by Core–Shell
Structured Fe3O4–Humic-Acid Magnetic Nanoparticles. ACS Appl. Mater. Interfaces 2012, 4, 6890–6899. [CrossRef]
22. Durdureanu-Angheluta, A.; Dascalu, A.; Fifere, A.; Coroaba, A.; Pricop, L.; Chiriac, H.; Tura, V.; Pinteala, M.; Simionescu, B.C.
Progress in the Synthesis and Characterization of Magnetite Nanoparticles with Amino Groups on the Surface. J. Magn. Magn.
Mater. 2012, 324, 1679–1689. [CrossRef]
23. Wang, J.; Zheng, S.; Shao, Y.; Liu, J.; Xu, Z.; Zhu, D. Amino-functionalized Fe3O4@SiO2 Core–Shell Magnetic Nanomaterial as a
Novel Adsorbent for Aqueous Heavy Metals Removal. J. Colloid Interface Sci. 2010, 349, 293–299. [CrossRef] [PubMed]
24. Bini, R.A.; Marques, R.F.C.; Santos, F.J.; Chaker, J.; Jafelissi, M., Jr. Synthesis and Functionalization of Magnetite Nanoparticles
with Different Amino-Functional Alkoxysilanes. J. Magn. Magn. Mater. 2012, 324, 534–539. [CrossRef]
25. Yamaura, M.; Camilo, R.L.; Sampaio, L.C.; Macedo, M.A.; Nakamura, M.; Toma, H.E. Preparation and Characterization of
(3-Aminopropyl) Triethoxysilane-Coated Magnetite Nanoparticles. J. Magn. Magn. Mater. 2004, 279, 210–217. [CrossRef]
26. Schwaminger, S.P.; Syhr, C.; Berensmeier, S. Controlled Synthesis of Magnetic Iron Oxide Nanoparticles: Magnetite Or Maghemite?
Crystals 2020, 10, 214. [CrossRef]
27. Stober, W.; Fink, A. Controlled Growth of Monodisperse Silica Spheres in the Micron Size Range. J. Colloid Interface Sci. 1968, 26,
62–69. [CrossRef]
28. Ozmen, M.; Can, K.; Arslan, G.; Tor, A.; Cengeloglu, Y.; Ersoz, M. Adsorption of Cu(II) from Aqueous Solution by Using Modified
Fe3O4 Magnetic Nano-Particles. Desalination 2010, 254, 162–169. [CrossRef]
29. Gorski, C.A.; Scherer, M.M. Determination of Nanoparticulate Magnetite Stoichiometry by Mossbauer Spectroscopy, Acid
Dissolution, and Powder X-Ray Diffraction: A Critical Review. Am. Mineral. 2010, 95, 1017–1026. [CrossRef]
Nanomaterials 2021, 11, 1418 18 of 18
30. He, Y.T.; Traina, S.J. Transformation of Magnetite to Goethite under Alkaline pH Conditions. Clay Miner. 2007, 42, 13–19.
[CrossRef]
31. Kolhatkar, A.G.; Jamison, A.C.; Litvinov, D.; Willson, R.C.; Lee, T.R. Tuning the Magnetic Properties of Nanoparticles. Int. J. Mol.
Sci. 2013, 14, 15977–16009. [CrossRef]
32. Roth, H.-C.; Schwaminger, S.P.; Schindler, M.; Wagner, F.E.; Berensmeier, S. Influencing Factors in The Co-precipitation Process of
Superparamagnetic Iron Oxide Nanoparticles: A Model Based Study. J. Magn. Magn. Mater. 2015, 377, 81–89. [CrossRef]
33. Ghorbani, F.; Kamari, S. Core–shell Magnetic Nanocomposite of Fe3O4@SiO2@NH2 as an Efficient and Highly Recyclable
Adsorbent of Methyl Red Dye from Aqueous Environments. Environ. Technol. Innovat. 2019, 14, 100–113. [CrossRef]
34. Romano, F.L.; Ambrosano, G.M.B.; de Araújo Magnani, M.B.B.; Nouer, D.F. Analysis of the coefficient of variation in shear and
tensile bond strength tests. J. Appl. Oral Sci. 2005, 13, 243–246. [CrossRef]
35. Namduri, H.; Nasrazadani, S. Quantitative Analysis of Iron Oxides using Fourier Transform Infrared Spectrophotometry. Corros.
Sci. 2008, 50, 2493–2497. [CrossRef]
36. Feng, B.; Hong, R.Y.; Wang, L.S.; Cuo, L.; Li, H.Z.; Ding, J.; Zheng, Y.; Wei, D.G. Synthesis of Fe3O4/APTES/PEG Di-Acid
Functionalized Magnetic Nanoparticles for MR Imaging. Colloids Surf. A 2008, 328, 52–59. [CrossRef]
37. Golub, A.A.; Zubenko, A.I.; Zhmud, B.V. γ-APTES Modified Silica Gels: The Structure of the Surface Layer. J. Colloid Interface Sci.
1996, 179, 482–487. [CrossRef]
38. Dhavale, R.P.; Waifalkar, P.P.; Sharma, A.; Dhavale, R.P.; Sahoo, S.C.; Kollu, P.; Chougalle, A.D.; Zahn, D.R.T.; Salvan, G.; Patil, P.S.;
et al. Monolayer Grafting of Aminosilane on Magnetic Nanoparticles: An Efficient Approach for Targeted Drug Delivery System.
J. Colloid Interface Sci. 2018, 529, 415–425. [CrossRef]
39. Dodi, G.; Hritcu, D.; Draganescu, D.; Andrei, R.D.; Popa, M.I. Hexagonal-shaped Aminosilane Magnetite Nanoparticles:
Preparation, Characterization and Hybrid Film Deposition. Colloids Surf. A 2018, 542, 21–30. [CrossRef]
40. White, L.D.; Tripp, C.P. Reaction of (3-Aminopropyl)dimethylethoxysilane with Amine Catalysts on Silica Surfaces. J. Colloid
Interface Sci. 2000, 232, 400–407. [CrossRef] [PubMed]
41. Swathi, S.; Ameen, F.; Ravi, G.; Yuvakkumar, R.; Hong, S.I.; Velauthapillai, D.; Dang, C. Cancer Targeting Potential of Bioinspired
Chain Like Magnetite (Fe3O4) Nanostructures. Curr. Appl. Physics 2020, 20, 982–987. [CrossRef]
42. Xu, Z.; Liu, Q.; Finch, J.A. Silanation and Stability of 3-Aminopropyl Triethoxy Silane on Nanosized Superparamagnetic Particles:
I. Direct Silanation. Appl. Surf. Sci. 1997, 120, 269–278. [CrossRef]
43. Bruce, I.J.; Sen, T. Surface Modification of Magnetic Nanoparticles with Alkoxysilanes and their Application in Magnetic
Bioseparations. Langmuir 2005, 21, 7029–7035. [CrossRef] [PubMed]
44. Cornell, R.M.; Schwertmann, U. The Iron Oxides: Structure, Properties, Reactions, Occurrences and Uses; Wiley-VCH: Weinheim,
Germany, 2003; 664р.
45. Jolstere, R.; Gunneriusson, L.; Forsling, W.J. Surface Complexation Modeling of Fe3O4–H+ and Mg(II) Sorption onto Maghemite
and Magnetite. J. Colloid Interface Sci. 2010, 386, 260–267. [CrossRef]
46. Tombácz, E.; Illés, E.; Majzik, A.; Hajdú, A.; Rideg, N.; Szekeres, M. Ageing in the Inorganic Nanoworld: Example of Magnetite
Nanoparticles in Aqueous Medium. Croat. Chem. Acta 2007, 80, 503–515.
47. Zhu, C.-Y.; Li, Z.-Y.; Pan, N. Design and Thermal Insulation Performance Analysis of Endothermic Opacifiers Doped Silica
Aerogels. Int. J. Thermal Sci. 2019, 145, 105995. [CrossRef]
48. Illés, E.; Tombácz, E. The Role of Variable Surface Charge and Surface Complexation in the Adsorption of Humic Acid on
Magnetite. Colloids Surf. A 2003, 230, 99–109. [CrossRef]
49. Chang, Y.-C.; Chen, D.-H. Preparation and Adsorption Properties of Monodisperse Chitosan-Bound Fe3O4 Magnetic Nanoparti-
cles for Removal of Cu(II) Ions. J. Colloid Interface Sci. 2005, 283, 446–451. [CrossRef] [PubMed]
50. Rodriguez, A.F.R.; Rocha, C.O.; Piazza, R.D.; dos Santos, C.C.; Morales, M.A.; Faria, F.S.E.D.V.; Marques, R.F.C. Synthesis,
Characterization and Applications of Maghemite Beads Functionalized with Rabbit Antibodies. Nanotechnology 2018, 29, 365701.
[CrossRef] [PubMed]
51. Gdula, K.; Gładysz-Płaska, A.; Cristóvão, B.; Ferenc, W.; Skwarek, E. Amine-functionalized Magnetite-Silica Nanoparticles as
Effective Adsorbent for Removal of Uranium(VI) Ions. J. Mol. Liq. 2019, 290, 111–125. [CrossRef]
52. Rosenholm, J.M.; Linden, M. Towards Establishing Structure-Activity Relationships for Mesoporous Silica in Drug Delivery
Applications. J. Control. Release 2008, 128, 157–164. [CrossRef] [PubMed]
53. Kralj, S.; Drofenik, M.; Makovec, D. Controlled Surface Functionalization of Silica-Coated Magnetic Nanoparticles with Terminal
Amino and Carboxyl Groups. J. Nanoparticle Res. 2010, 13, 2829–2841. [CrossRef]
54. Tombácz, E.; Tóth, I.Y.; Nesztor, D.; Illés, E.; Hajdú, A.; Szekeres, M.; Vékás, L. Adsorption of Organic Acids on Magnetite
Nanoparticles, pH-dependent Colloidal Stability and Salt Tolerance. Colloids Surf. A 2013, 435, 91–96. [CrossRef]
55. Malfait, W.J.; Verel, R.; Koebel, M.M. Hydrophobization of Silica Aerogels: Insights From Quantitative Solid-State NMR
Spectroscopy. J. Phys. Chem. C 2014, 118, 25545–25554. [CrossRef]
56. Baalousha, M. Aggregation and disaggregation of iron oxide nanoparticles: Influence of Particle Concentration, pH and Natural
Organic Matter. Sci. Total Environ. 2009, 407, 2093–2101. [CrossRef] [PubMed]
57. Piccolo, A. The Supramolecular Structure of Humic Substances: A Novel Understanding of Humus Chemistry and Implications
in Soil Science. Adv. Agron. 2002, 75, 57–134. [CrossRef]
